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Institut fUr tk@m+hc C&cm+ dcx Uniyrsitit ELaen~, kstfach 103 764, W-4300 Essen 1, ERG. and 
cylir Orgmsde cbenue der Unmrsitgt Regedurg? Poetfach 101 042, W-8400 Regensburg, 

Abara&SCRFcakuMomontraasition #trucmesof~tionsofacryloni~aIldmaleonitrileto 
showthatthe expdmmdy obsczved~ end0 pmfemce for the 

cyclopentadieneistheconsequenceofsolventulflueQcednottheresult 

Recently, it becme possible to evaluate the influence of mlvents 011 gmuod-state mucanes and don 

inmmediam by applying the diekaicunuinuum model of salvation in quantumchemicrl calcubdon~.~~ 

Inthism0deltbemolecdeispkedinrcmitysurrrnudbd by a dieledc continuum and the medium effect 

is taken into accuunt iteratively (aelfcadsteat mctiaa field (SCRF)). 
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&temkedactivationcmrgicsarcshilartotheab-initiovalues. 

len 2en 3en 

SCRFJcalcuhtions~wcrtcarriedoutbyplacingtheuansi~s~ ill “dicl&mwhne” as solvent. A 
. . . ~dtrenritionrauctrauirnotpoosibleintbe~tvadondtbeprogrPmGEOMOS. In 
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Tablel: ~anddipole -tsofuallailioa strucmsof~tioIlsofcyrnollLenesto 
. 

a)inhamct; b)AI$inkcalmd”; ~)cplculation~~~th~ab-initioTS; d)ZPVE~~pointvibratimal 
energy; e) activation energy acaxding to tef. 5 
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The conclusion. the&cm, is that medium effects rathex than scumdaq orbital overlap effuxs arc 

responsible for the selectivity. This seems also to be the case in other example~.~“” 

vt: This wak was mlppomd by the Dcutsck FaschuIlg 
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